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TI - (O) -Aminophenol intermediates and antioxidants prepn. - by 

dehydrogenation of (2) -amino derivs. of cyclohexenon© in presence of 
sulphur or selenium 

IW - AMINOPHENOL INTERMEDIATE ANTIOXIDANT PREPARATION DEHYDROGENATE AMINO 
DERIVATIVE CYCIiOHEXENONE PRESENCE SULPHUR SELENIUM 

IN - POLOZOV 6 I; TISHCHENKO I G 

PA - (BELU ) BELORUSSIAN LENIN UN IV 

PN - SU569559 A 19770927 DW197827 

PD - 1977-09-27 

IC - C07C91/44 

DC - B03 BO 5 C02 C03 E13 E14 

AB - O- aminophenol s: where R, H or CH3, R2 and R3 alkyl or with amino gp. a 

5-, 6-membered cyclic amino gp. are prepd^— by dehydrogenation of 

2 -amino derivs. of cyclohexen-2 -one with equimolecular quantity of S 
or Se at 120-200 degrees C or 200-280 degrees C, respectively, for 
10-20 min. with yield of 60-78%. 

The o- aminophenol s are used as intermediates in organic synthesis, as 
antioxidant additive to synthetic oils, motor fuels, as anti-ageing 
agent in plastics, rubber and resins, and in prodn. of dyes, 
photographic paper, insecticides, detergents and medicinal prepns . 
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MsoSpeTeHHe othdchtch k cnoco6y nony- 
4eHHfl o-aMHHo4)eHonoB. u6mefl 4*opMy/ibi. 



OH 




IT - T /** 



roe 



^ - Boaopda H/IH MeTlt/I t 
^2 " a n KHJifc>HaH rpynna, 
^2 H ^*3~ BMGCTe c aMHHorpynnoft o6pa3y- jq 

K5T n*TH- HJIH UieCTHHJieHHy K> UHKJlHH©CKyiO flMH- 

Horpynny^ 

npHMeHflioiUHXCH b KanecTBe no/iynpooyicTOB 
TOHKoro opraHMHecKoro cHHTeaa, aHTM okhcjih— 

TenbHblX npHCaUOK K CHHTeTHHeCKHM MaC/lBM, |5 

MOTopHbiM TOiuiHBaM, akTHCTapHrejiefl ruiacT— 
Mace, KayMyxa h pe3HHbi, HcnontayKXHHXCfl b 
npoH3BoacTBe KpacHTeneft, 4>OTo6yMarH, hh- 



■ceKTHUHaoB, aeTepreHTOB h JieitapcTBeHHbix 
npenapafoB. 

M3BecTeH cnoco6 nonyneHHH aMHHO(J>eHo- 

JlOB PH npH p OBflHHeM COOTBeTCTBy KHUHX HHTpO- 

4>eHqnoB b npucy tc tbhh KaTamisaTopoB ma- 
pHpoBBHHSi [l], Ilpouecc THapHpOBaHH^ nac- 
to BeqeTCH npn noBbiiuenHOM aaB/ieHHH, rpe- 
6yeT npMMeHeHHfl cneuna/ibHo np«roTOB/ieH- 
Hbix KaTanH3aTopoB h ao6aBOK, sthm cnoco- 
6om nojjynaioT TonbKO aMHHO^eHonbi c nep- 
bkhhoh aMHHorpynnoft. 

Ue/ib H3o6peTeHH« - ynpomemie npouecca. 

Una 3Toro CHHTe3 o-aMHHcxJ>eHo/iDB 4>op~ 
My/ibi [iJipoBoaflT nyTeM aerHapwpoBaHHfl 
aocrynnBix 2-aMHH03aMemeHHbix unK/iorejc- 
ceH-2-oiia non qeficTBHeM aKBHMOJieicyjisp- 
Horo KonH^ecTBa cepbi hjih ce/ietia: 



*3 



S(Se) 



■cc 



K 2 + H 2 S(H 2 Se) 
*3 



BNSDOC1D: <SU. 



569559A1_I_> 



569559 



FIpH npHMeHeKMM cepbi peaiuxHio nernapH- 
poBBHHH npoBoaflT npH 120-200 C, ceJieHa - 
npM 200-280°C. BpeMH peaKUHH cocraB- 
flfler 1O-20 mhh. Bbixoq O — aMHHo4>eHonoB 
60-78% ot TeopHH. 5 

OiiHCfciBaeKtbiH cnoco6 hocht o6wbl& xapaKTep, 
aocTaro^Ho npoc-r b HcnoJiHenHH h "nDSBona- 
eT nonynarb b 3aBHCHM octh ot crpyKxypw 

B3HTOrO 2-^MHHOUHKJIOreKCeHOHa O^aMHHO- . 

4>eHO/ibi paaaiTfrwtHi xrreneHH 3aMemeHHH b jq 
apoMaTHnecKOM Koabue h y aTOMa aaoTa. 

n p h m e p 1. 2-Mop4)onHHO(})eHDa. 

CMecb 5,0 r (0,0276 Monb) 2-Mop$o- 
iiHHouHKnoreicceH^^oHa h O f 89 r (0,0276 
MO/ib) nopouiKOoGpasHOH cepbi HarpepajoT na 15 
MeTan/iHHecKofi 6ane npn 120-200 C b 
TeneHHe 15 mhh. Tip* 150-160 C Ha6nio~ 
qaeTcsi hhtbhchbhog BbTdeneHHe cepoBoaopo- 
aa, no okiihshuh peatman peaKUHOHHyio CMecb 
neperoHHioT b Baicyy^e. nonynaioT 3,6 r 20 
.(75%) o-Mop(})o/iHHo4)eHO/ia c T.KHn. 145- ' 
-ISO C (15 mm pT. ct.) r.nn. 130°C 
(cnwpT). 

N7,$8. 



HaftaeHo, %: 
C io H i3 N0 2 
BbiHHcneHo, .%; N7,81. 
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XnoprHflpaT o-Mop4>onHHcxj)eHO/ia nonynaioT 
jaeficTBHeM cyxoro xnopncToro Bonopona hb 
ero 3$HpHbift pacTBop, T.* nn. 219-220 C 30 
(cnHpT-a4>Hp) • 

B cneKTpe JIMP o— Mop4>onHHD(j3eHona 
(1O0 Mru, CCe 4 ^TMC) b o6nacTH 6,7- 

7.2 m« a. Ha6/noaaeTc« c/io>KHbjH wynbTHnneT 
curHanoB HeTbipex npoTOHOB l,2-nn3aMeiueHHoro35 
apoMaTHH ecKoro anpa, B KOTOpOM TepfleTCSl 

curuan 4>eHO/ibHoro npoTOiia* HpoTOHbi Mop- 
4)OJiHHOBoro UHK/ia aaior MyjibTHn/ieTbi npH 
3,7-3,9 h 2,75-2,95 M.n. CooTnouieHHe 
HHTeHCHBHocTeA chfh an ob §:4:4. 40 
n p h m e p 2. 3,5-JlHMeTHJi-2- MeTHn- 

CMecb 4,6 r (O,03 Monb) 3,5-aHMe- 
TM^-2-MeTH/iaMKHDUHK/ioreKceH-2-oHa h 1,0 r 
(0,03 Monb) cepbi HarpeBaioT npH 150-200°C45 
b TeneHHe 15 mhh, nopne nero peaKUHOHHyio 
CMecb neperDKHioT b BakyyMe* noJiynaioT 2,8 r 
(62%) 3,5-aHMeTHJi-2-MeTHnaMHHo4)eHona. . . 
T*. nn. • 202-203 °C (cnwpT), 

HaflneHo, %: C 71,26; H 8,47; N 9,45. 50 

C ? H^NO 

BbiHucneHo, %: C 71,52; H 8,67; N9,26. 
B cneKTpe I1MF 3 ,5-n.HMeTjm~2-MeTHnaMHHD~ 
4>eHona (lOO Mru, CCB^^TMC) CHrHanbi QByx 

<J)eHHJIbHbIX npOTDHOB B BHae yiUHpeHHblX CHHTJie-55 

tob pacnono>KeHbi npn 6,54 h 6,34 M.n. Ilpw 

2.3 h 2,24 m. a. HaxonsiTca CHrHanbi we- 
TH/iBHbix rpynn. jlByxnporoHHbiH CHHrner npH 
5,31 m. a. oTBenaeT cnrHanaM 4>eHonbHoro npo- 
TDHa h npoTDHa aMHHorpynnbi. 



II p u m e p 3. 2— nHnepHflHHO^eHOrt. 

Cmgcb 4,5 r (0,025 Monb) 2-nHnepHflH- 
HounKJioreKceH-2-OHa a 2 f O r (0,O25 mojib) 
MenKopa3apo6neHHoro ceneHa HarpeBaioT c 
06paTHblM XOnOOHXlbHHKOM Ha m e Ta ji/ihh ecK OH 
6aHe npn 220-280 C b TeneHHe 20 mhh 
h aareM peaKUHOHHyio CMecb neperoHHior b 
BaKyyMe. riojiynaioT 2,7 r (60%) o-nHnepH- 
0HHo4>eHOJia c t.khii, 100-105 C (5 mm), 
T.nn, 75 C (MexaHon)j^ xnoprHapaT' T.nJi. 
173-175°a 

HanaeHO, %: N7,90. 

BbiHucneHo, %: 'N7,93; 

I! p H M e p 4. 2— M eTHJl BMHH 0({)eH 0J1. 

CMecb 7,8 r (0,062 Mb/ib) 2-MeTHnaMH- 
HouHK/ioreKceH-2— OHa h 2,0 r (0,062 mohb) 
cepbi HarpeBaroT Ha Meran/iHHecKOH 6awe npn 
140-200 C b Tenemie IO mhh h neperoH- 
Kofi b BaKyyMe BbiaennioT 4,8 r (63%) o-Me- 
TH/iaMHHo4>eHona. T.KHn. 95-97 G (IO mm), 
t. nn. 96-97 C ( 6eH3on-neTponeHHbiH acJjKp), 

HaftaeHo, %: N 11,65. 

C 7 H 9 0K 

BbiHiicneHD, %: N 11,37. 

AHanornHHo H3 3,5 r (0,025 mohb) 2-an- 
MeTHnaMHHOUHKnoreKceHoiia nonyHaioT 2,5 r 
(73%) O-.-aftMeTunaMHHCxjjeHona. T.khii. 82- 
85°C (10 mm), t. nn. 44-46°C (reKcaH), 

HanneHO, %:. N10,24. 

BbiHucneHo, %: N10,02. 

n p h m e p 5. 2-ZlHMeTHnaMHHo4)eHQji» 

CMecb 4,2 r (O,03 Mom>) 2-oHMeTHii- 
aMHHouHKnoreKceH-2-oHa h 2,4 r cenena 
HarpeBaiot c o6paTHbiM x on o txwibHHK dm Ha 
MeTannnHecKoii 6ane npn 200-280 C b Te- 
neHHe 20 mhh h BQKyyMHOH neperoHKOft no- 
nysaioT 2,1 (51%) O -aHMeTHnaMHHo43eHona. 
T.KHn* 73-75°C (5 mm), T.nn* 44°C (reKcan). 

AHa/iDrnHiio H3 4,6 r \O,025 Moab) 
2-Mop4>onHHOiiHKJioreKceH6Ha HDnysaioT 2,7 r 
<*60%) <5 -Mopcj)DnHHO(})eHona. T.nn. 129-130°C 
(ciihpt). 

0 p h m e p 6. 2.— JIh— h— 6yTHnaMHHo4>eHon, 

' CMecb 4,5 r (0,02 Mdnb) 2-aH-H-6y- 
THnaMHHoiiHKnoreKceH-2-oHa h 0,64 r 
(0,02 Monb) cepbi HarpesaioT npn 140-200°C 
b TeneHTie IO mhh h neperoHKOH peaKUH ohhoh 
■cmgch'b - saKyyMe nonynaioT 2,4 r (54%) 
2— UK— h— 6yTHJiaMHHO<beHonfi« T.KHn, 130-1 32 °C 
(5 mm), xnoprnnpaT, x-nn. 180^-1 82°C (cnnpT) 
n p h m e p 7. 2— nHpponHAHHo4)eHon« 
AHanorHHHo H3 1,65 r (0,01 Moab) 2-nnp- 
ponnaHHOUHKnoreKceH-2-oHa h 0,32 r 
(0,01 Moiib) cepbi nonynaioT 0,97 r (59%) 
2-nHpponHaHHO(})eHona. T.KHn. 135-137°C 
(3mm), T.nn. 109-110°C (MeraHdn). Xnop- 
^HnpaT, t. nn. 187-189 C (cniipT). 
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CneKTp JTMP (100 Mru,CC^^TMC) : 
7,2-6,8 (4H, My^TmiJieT apoMaTjaraecKHX npo- 
tohob), 6,70 (1 H, 4>eHonbHi>ift npoTOHT/ cJ f 3-. 
2,9 (4 H, My/ifcTHnJieT) h 2,2-1,7 (4 H, 
Myn^Tunner)— npoTOHbi nHppo/iHQHHOBOiv^ Kcwibua. 
4> o p m y ji a h a o 6 p e t gh h h 
Cnoco6 nonyneHHH- p — qmhhcxJjgho/iob 06- 
me* 4>opMy.ibi 

N 



R 




.^2~ "^a"" ajl KH/ibHafl rpynna 
^2 M ^3~ BMeCTe c QMHHorpynnoft o6paayioT 

IlflTH- H/IH UieCTHHJieHHyiO UHK/lHHeCKyiO fiMHHO- 

rpynny, OTjiHHaiomHfica ieM, hto, 
c uenbK) ynpomeHHH npouecca, npoH3Boam>ie 
2-aMHHo-uHK/ioreKceH-2-oHa nooBeprajox ae— 

r*H flpHpOBQHHK) 3KBHM O/IGKy/lflpHblM. KOJIHHeCTBOM 

cepw hjih ceneHa npH 120-280°C, 

HCTOHHHKH HH^OpMBUHH, npHUHlbje BO BHH- 

MQHHe npa axcnepxHae: 

1. FlaTeHT <J>Pr >h 2240849, kji. C 07 C. 
ony6/i, 14.03.76. 
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